8-Hydroxyquinoline, NC 9 H 6 OH (''oxine"), reacts with many metal cations under deprotonation to give complexes in which the oxinato moiety NC 9 . A single crystal X-ray structure analysis of (3) [BF 4 ] confirmed the piano-stool geometry of 3 to be similar to that of 2 [8], however, due to low crystal quality, the structural data are not publishable. The molecular structure of 2 was confirmed by X-ray crystallography. An ORTEP drawing [9] with the corresponding atom labeling scheme is shown in Fig. 1 2) and two equivalents of silver sulfate (0.326 mmol) in deionised water (10 mL) was stirred at room temperature in the dark for 2 h. After this time, the resulting orange solution was filtered through celite. Then NaBF 4 saturated solution was added until the appearance of a yellow precipitate. The suspension was centrifuged, the solid was dissolved in 5 mL of acetonitrile, and the solution was filtered through celite. After evaporation of the solvent, the tetrafluoroborate salt was obtained as an orange-red powder. (b) From the triaqua complexes: A mixture of [(g 5 -C 5 Me 5 )MCl 2 ] 2 (0.082 mmol) and two equivalents of silver sulfate (0.163 mmol) in deionised water (10 mL) was stirred at room temperature in the dark for 2 h. After this time, the yellow solution was filtered from the AgCl precipitate and added to solid 8-hydroxyquinoline (0.163 mmol). The solution obtained was then stirred for 2 h in the dark at room temperature. During this period the solution turned orange to red. The product was precipitated by adding a saturated solution of NaBF 4 . The suspension was centrifuged, the solid was dissolved in 5 mL of dry acetonitrile and filtered through celite. After evaporation of the solvent, the tetrafluoroborate salt was obtained as an orange-red powder. , F(000) 976, k (Mo Ka) = 0.71073 Å, 3078 reflections measured, 2428 unique (R int = 0.0539) which were used in all calculations. The structure was solved by direct method (SHELXS-97) and refined [13] by full-matrix least-squares methods on F 2 with 214 parameters. R 1 = 0.0266 (I > 2r(I)) and wR 2 (all data) = 0.0513, GOF = 0.0869; max/min residual density 3.274/À1.089 eÅ -3 located at less than 1 Å from the iridium atom.
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